equatorial positions. The aryl group is axial [Te-C 2.148 (5)-2.160 (3) A]; the second axial position is occupied by the second S atom of the unsymmetrically bidentate dithiocarbamate ligand [Te· · ·S 3.235 (2)-3.241 (I) A], the trans angle C-Te· · ·S being 144.6-147.2(1)0. In the structure of (2), the two crystallographically independent molecules have different orientations of the ethyl groups in all three ligands and slightly differing phenyl group orientations.
Comment
In the crystal structures of both ( 1) and (2), the Te atom has distorted pentagonal bipyramidal coordination geometry (Figs. 1 and 2); two dithiocarbamate groups behave as near symmetrically bidentate chelate ligands and are situated in the equatorial plane together with another strongly coordinated S atom from the third dithiocarbamate group. The second S atom of this group seems to be weakly coordinated and is axial, but with significant deviation from an ideal position trans to the aryl ligand, which occupies the second axial position.
Detailed investigation shows that the equatorial bidentate dithiocarbamate ligands are not quite symmetrically coordinated: the Te-S bonds quasi trans to the unique unsymmetrically coordinated dithio- (2)] than the quasi cis and 2.666 (1) A in (1) and 2.625 (1 )-2.694 (1) A in (2)]. The weakening of these bonds may be explained by the greater trans influence of the unique dithiocarbamate ligand, which bonds very strongly to the Te atom in the equatorial plane: the Te-SS bonds are 2.590 (1) A in (1) and 2.585 and 2.602 (1) A in (2).
The same distribution of the equatorial Te-S bond lengths was found earlier in tris(dimethyldithiocarbamato)(4-methoxyphenyl)tellurium(IV), (3) (as the 1:1 chloroform solvate; Husebye, Maartmann-Moe & Steffensen, 1990) , and in the monoclinic crystal modification of (2) Even greater differences between the equatorial Te-S bonds were found in the analogous compound, tris- (1) showing the labelling of the non-H atoms. Displacement ellipsoids are shown at the 50% probability level for non-H atoms; H atoms are represented by small spheres of arbitrary radii. The secondary Te· · ·S coordination is shown by a dashed line. Fig. 2 . Perspective views of the two crystallographically independent molecules of (2) in comparable orientations, showing conformational differences and the labelling of the non-H atoms. Displacement ellipsoids are shown at the 50% probability level for non-H atoms; H atoms are represented by small spheres of arbitrary radii. The less populated positions of the disordered ethyl groups and the secondary Te· · ·S coordination are shown by dashed lines.
( 0 ,0' -diphenyldithiophosphato )phenyltellurium(IV), ( 4) (Wieber & Lang, 1994 ) . In this compound, the unique the Te· · ·S distances are 3.235 (2) and 3.277 (2) A in ( 1) and (3), 3.241 (1) and 3.235 (1) A in the triclinic form of (2), and 3.228 (3) A in the monoclinic form of (2).
The bonding character of this secondary interaction is open to question: the trans angle C-Te· · ·S is only 144.6 (1) in (1), 143.7 (1) in (3) and 144.6 (2)-147.2 (1) 0 in (2) (both modifications). In the case of the dithiophosphate complexes (4) and (5), the Te· · ·S distances are 3.374 (1) and 3.436 (4) A, even though the CTe· · ·S bond angles are slightly 'improved' at 156.6 (1) and 148.0 (4) 0 , respectively. On the one hand, these contacts are noticeably shorter than the sum of the van der Waals radii of Te and S (3.86 A; Bondi, 1964) . The great deviations from linearity in the C-Te· · ·S angle may be caused by the small value of the bite angle of these chelate ligands (for a symmetrically axialequatorial coordinated dithiocarbamate ligand the trans angle C-Te-S cannot be much greater than 155° if one of the S atoms is required to lie in the equatorial plane). On the other hand, there is evidence here of some repulsion between the Te and S atoms: the cis C-Te-S bond angle for the unsymmetrically bidentate ligand is substantially less than 90° in all cases [85.0 ( 1) in (1), 84.2 (2)-87.2 (1) in (2) (both modifications) and 84.1 (1) 0 in (3)]. In similar complexes where the aryl group is replaced by a halogen, the equatorial S atom in the unique ligand is lifted out of the equatorial plane as the axial S atom occupies a more perfect axial position. Since the trans influence of the halogen ligand is much smaller than that of the dithiocarbamate ligand, the Te-Sax bond is stronger than all the Te-Seq bonds. This situation is realized in complexes of the general formula Te(R A, cis angle 108.3-114.1 °). The structure of the Br analogue of (8), compound (9), is practically the same (Husebye, 1979) .
A similar structure is also found for ML 3 X metal complexes where L is a dithiocarbamate ligand and X is a halogen. This indicates that the strong trans influence of the aryl group is responsible for the lengthening of the Te-Sax bond in complexes (1)-(5). An additional 'push' may result from stereochemical activity of the lone pair of electrons on Te which are presumably located in the direction of the S2-S3-S6 face of the polyhedron.
It is of interest that in compounds (6)- (9) an 'inverse' Te-S bond length distribution in the equatorial plane is found: the Te-S bonds 'trans' to the weakly coordinated equatorial S atom of the unsymmetrically bidentate ligand are shortened to 2.580--2.640 A, while the 'cis' Te-S bonds are lengthened to 2.690--2.773 A.
Intermolecular interactions (crystal packing effects) do not induce substantial changes in the coordination sphere of the Te atom in the complexes investigated (excluding some variation in length for the weaker Te-S bonds; see above). However, the outer parts of these molecules are not as rigid and the aryl substituent shows a substantial rotational lability. For example, the S5-Te-C-CH torsion angles in (2) are -25.9 (3) and -42.1 (2) 0 in the triclinic form and 44.7° in the monoclinic form. The orientation of the terminal ethyl groups undergoes more dramatic changes, being quite different in both forms of ( 1 ), in the crystallographically independent molecules in the triclinic structure of (2) and in the monoclinic structure of (2) (see Figs. 1 and  2 and Tables 3 and 4) .
Overall, the dithiocarbamate ligands have the usual 1r-conjugated structure: th~ C 5 p2-N bond lengths lie in the range 1.324-1.337 (4) A, the twist along these bonds does not exceed 9. (2)].
The p-methoxyphenyl ligand in (1) has the usual flat 1r-conjugated structure; the torsion angle C-C-0-C is only 0.8 (9) 0 •
Experimental
Compounds (1) and (2) were prepared according to literature methods (Foss, 1953 ) .
Compound (1)
Crystal data isotropic displacement parameters (A 2 ) for ( 1) Absorption correction: The Cl4-Cl5 ethyl group in (2) is disordered in both independent molecules. Two positions were refined isotropically for each molecule with occupancy factor ratios of 0.67/0.33 and 0.6/0.4, respectively. Refinement was carried out on F 2 for all reflections except for 66 [structure (I)] and 24 [structure (2)] with very negative F 2 or flagged for potential systematic errors (e.g. extinction).
For both compounds, program(s) used to solve structures:
SHELXS86 (Sheldrick, 1985) ; program(s) used to refine structures: SHELXL93 (Sheldrick, 1993) .
Lists of structure factors, anisotropic displacement parameters, Hatom coordinates, bond distances and angles involving non-H atoms and torsion angles have been deposited with the IUCr (Reference: MU 1172). Copies may be obtained through The Managing Editor, International Union of Crystallography, 5 Abbey Square, Chester CHI 2HU, England.
